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Synthesis of 1-(tert-butyldiphenylsilyloxy)-5-trimethylsilyl-4-pentyn-2-ol (7a) 2-(tert-Butyldiphenylsilyloxy)methyloxirane (S1)
To a solution of glycidol (116 mg, 1.56 mmol) and imidazole (138 mg, 2.03 mmol) in DMF (2.2 mL) at 0 °C, TBDPSCl (0.47 mL, 1.8 mmol) was added dropwise.
After stirring at rt for 3 h 30 min, the reaction mixture was quenched with H 2 O (10 mL) and diluted with Et 2 O (15 mL). The organic layer was separated and washed sequentially with saturated aqueous NaHCO 3 solution (2 × 15 mL), H 2 O (15 mL), brine (15 mL), and then dried over MgSO 4 , filtered and concentrated under reduced pressure. This crude product was purified by column chromatography (silica, 50:1 pet. ether/EtOAc, R f = 0.18) to yield the title compound as a colourless oil (396 mg, 84%).
1 H NMR (500 MHz, CDCl 3 ): δ 7.71-7.67 (complex m, 4H, CH, Ph), 7.46-7.37 (complex m, 6H, CH, Ph), 3 .85 (dd, J = 11.7, 3.2 Hz, 1H, one of 1-CH 2 ), 3.71 (dd, J = 11.8, 4.8 Hz, 1H, one of 1-CH 2 ), 3.14 (m, 1H, 2-CH), 2.75 (t, J = 4.6 Hz, 1H, one of 3-CH 2 ), 2.62 (dd, J = 5.1, 2.7 Hz, 1H, one of 3-CH 2 ), 1.06 (s, 9H, CH 3 , tBu). These data matched those reported previously. 
C NMR (125 MHz
,
1-(tert-Butyldiphenylsilyloxy)-5-trimethylsilyl-4-pentyn-2-ol (7a)
To a solution of ethynyltrimethylsilane (375 mg, 3.82 mmol) in THF (12.7 mL) at -78 °C, was added dropwise a solution of n-BuLi (2.0 mL, 1.9 M in cyclohexane, 3.8 mmol). The reaction mixture was stirred at −78 °C for 50 min, before BF 3 ·Et 2 O (0.48 mL, 3.81 mmol) was added dropwise. After 10 min stirring, a solution of epoxide S1 (991 mg, 3.17 mmol) in THF (4.0 mL) was added dropwise. The reaction was stirred at −78 °C for 2 h 40 min, and then quenched with saturated aqueous NH 4 Cl (15 mL), and extracted with Et 2 O (3 × 40 mL).
The organic layers were combined, dried over MgSO 4 , filtered and concentrated under reduced pressure. This crude product was purified by column chromatography (silica, 20:1 pet. ether/EtOAc, R f = 0.23) to yield a pale yellow oil (1.18 g, 91%). These data matched those reported previously. 4 
H NMR (500 MHz
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Synthesis of 1-(para-methoxybenzyloxy)-5-trimethylsilyl-4-pentyn-2-ol (7b) and 1-(paramethoxybenzyloxy)-4-pentyn-2-ol (7c)
2-(para-Methoxybenzyloxy)methyloxirane (S2)
To a suspension of NaH (378 mg, 15.8 mmol) in DMF (7.8 mL) maintained between −60 and −70 °C was added, dropwise, a solution of glycidol (0.60 mL, 674 mg, 9.01 mmol) in DMF (3.5 mL). This mixture was stirred for 1 h. PMBCl (1.95 mg, 12.5 mmol, freshly prepared 1 ) was added dropwise, followed by TBAI (2 mg, 0.005 mmol). The reaction was warmed up to rt, and stirred for 4 h 10 min. These data were consistent with those reported previously.
HRMS
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S9
Methyl 5-(tert-butyldimethylsilyloxy)hept-6-en-2-ynoate (14)
To ether/ EtOAc, R f = 0.41) to yield the product S3 as a yellow oil (229 mg, 85% yield). NOESY (600 MHz, CDCl 3 ):
HRMS (ESI)
m
General procedure for Bestmann ylide linchpin reaction:
To a mixture of alcohol (1 eq., 0.1-0.3 M) and Bestmann ylide (1 eq.) in solvent (toluene or tetrahydrofuran) heated at reflux, a solution of aldehyde (1 eq., 1.0 M) was added. The reaction was heated at reflux until full consumption of starting material aldehyde was observed by TLC. After cooling to r.t., the reaction was concentrated and purified by silica column chromatography to afford the respective product as a colourless to very pale yellow oil. This compound has been reported previously. 9 There is close correlation between the IR and 13 C NMR data entered above and those in the earlier report. However, the 1 H NMR data quoted previously do not match those obtained by us. We are very confident of the identity of the sample prepared in our work and all NMR assignments were made on the basis of thorough 2D NMR experiments (COSY and HSQC). We can only suppose that the 90 MHz instrument used in the earlier work did not allow accurate identification of the 1 H NMR signals. Our HRMS data provide further assurance of the identity of the sample we prepared; the earlier report does not indicate either HRMS or elemental analytical results. 
IR (neat) cm -1 : 2956 (m, C-H), 2955 (m, C-H), 1709 (s, br, C=O), 1625 (s, C=C), 1235 (s, C-O), 1129 (s, C-O), 969 (s, C-H), 691 (m, C-H).
HRMS (ESI)
Mixture of (2E,4E)-[1′-(tert-butyldiphenylsilyloxy)-5′-trimethylsilyl]pent-4′-yn-2′-yl 5-phenylpenta-2,4-dienoate (11g) and the silyl migrated product (2E,4E)-[2′-(tertbutyldiphenylsilyloxy)-5′-trimethylsilyl]pent-4′-yn-1′-yl 5-phenylpenta-2,4-dienoate (3:2)
S17 TLC: R f = 0.14 (36:1 pet. ether: Et 2 O). 
H NMR (500 MHz
